Extraction and Isolation of Compounds 3 -18
2. Fig. 1S : the structures of compounds 3 -18 3. The spectral data of compounds 3 -12 and 15 -18
Dried roots of C. saxicola (5.5 kg) were powdered and extracted with 95% EtOH (3 × 10 L) under reflux. The EtOH extract was soaked with 2% HCl solution (8.0 L), then filtered. The aqueous phase was basified to pH 10 with 25% NH 3 ·H 2 O, and extracted with CHCl 3 (0.5 L × 4) to give extract A (93.6 g). The aqueous layer was further basified with 10% NaOH solution to pH 12 and extracted with n-BuOH (0.5 L × 4) to afford extract B (63.6 g). Extract A (93.6 g) was subjected to dry column chromatography (DCC) on silica gel (10 × 120 cm, 200 -300 mesh, 3500 g) eluting with CHCl 3 /CH 3 OH (2:1, 6.0 L) to give fractions A -D. Fraction A (12.3 g) was subjected to vacuum liquid chromatography (VLC) (scinterred glass funnel, 250mL, silica gel H, 100 g) eluting in a step gradient manner with petroleum ether/EtOAc (15:1, 10:1, 8:1, 5:1, 2:1, each 650 mL) to give compounds 3 (19mg), 4 (43 mg), 5 (26 mg), 6 (11 mg), 7 (22 mg) and 8 (60 mg). Compounds 9 (34 mg) and 10 (142 mg) were obtained from Fraction B (20.2 g) by VLC (6.5 × 22 cm, silica gel H, 250 g) with CHCl 3 /Me 2 CO (15:1, 10:1, 5:1, 3:1, each 1.2 L). Compound 11 (281 mg) was obtained form fraction C (18.3 g) by VLC (6.5 × 22 cm, silica gel H, 250 g) eluting with CHCl 3 /Me 2 CO (1:1, 2.0 L). Fraction D (25.9 g) afforded compound 12 (12.56 g) by recrystallization from CHCl 3 /CH 3 OH (1:1). The remainder of fraction D was subjected to VLC (scinterred glass funnel, 250 mL, silica gel H, 100 g) eluting with CHCl 3 /CH 3 OH (9:1, 5:1, 1:1, each 800 mL) to yied 13 (60 mg) and 14 (3 mg).
Extract B (63.6 g) was submitted to DDC on silica gel (10 × 120 cm, 200 -300 mesh, 2500 g) eluting with CHCl 3 /CH 3 OH/H 2 O (7:3:0.5, 4.5 L) to give Fraction E -I. Fraction E (17.3 g) was applied to repeated VLC (6.5 × 22 cm, silica gel H, 250 g) eluting with CHCl 3 /CH 3 OH (10:1, 2.5 L) to give 15 (125 mg). Compound 16 (22 mg) was obtained form fraction F (5.3 g) by VLC (3 × 20 cm, silica gel H, 50 g) with CHCl 3 /CH 3 OH (4:1, 800 mL), and 17 (28 mg) from fraction G (18.2 g) by VLC (6.5 × 22 cm, silica gel H, 250 g) with CHCl 3 /CH 3 OH/Me 2 CO (1:1:1, 1.6 L). Fraction H (2.9 g) was submitted to VLC (2 × 15 cm, silica gel H, 50 g) in a step gradient manner with CHCl 3 /CH 3 OH/H 2 O from 8:2:0.2 to 6:4:0.4 (each 350 mL)to give compounds 18 (540 mg) and 1 (89 mg). Table 3S ; 13 C NMR(C 5 D 5 N, 100 MHz) data, see Table 1S . Table 3S ;
100 MHz) data, see Table 1S .
Cavidine ( Table 3S ;
Stylopine (6) Table 3S ;
data, see Table 1S .
6-Acetonyl-5,6-dihydrosanguinarine (7) Table 4S; 13 C NMR (CD 3 Cl, 100 MHz) data, see Table 1S .
Dihydrocherlerythrine (8) Table 4S ;
13
C NMR (C 5 D 5 N, 100 MHz) data, see Table   1S .
Tetrahydropalmatine (9) Table 4S ;
Adlumidine (10) Table 4S ;
MHz) data, see Table 2S .
Salutaridine (11) Table 2S .
Coptisine ( Table 5S ;
C NMR (DMSO-d 6 , 100 MHz) data, see Table 2S .
Thalifaurine ( Table 5S ;
C NMR (DMSO-d 6 , 100 MHz) data, see Table 2S Dehydroapocavidine (17) data, see Table 2S .
Magnoflorine ( Table 6S ; data, see Table 2S .
By comparing the behavior with the authentic sample on the TLC, compound 13 was identified as protopine and compound 14 as berberine respectively. 
